Approved For Release 2009/08/25 : CIA-RDP80T00246A011800070001-3

25X1

0\0
<

Next 3 Page(s) In Document Denied

Q"g?

25 YEAR RE-REVIEW

Approved For Release 2009/08/25 : CIA-RDP80T00246A011800070001-3



- ./t wid { A1 wrnnMd £ ”'A,..‘I' F's 7
’Rpproved Forllgelease 2069/08/25 CIA-RDP80T00246A01 1800070001 3 ?,C.\.v\ @_ﬂ#
O/ Eiffers of unsaturated phosphonous acids, ©_ps /t

NJ» I. Kabachnik, E. N, Tavetkov and Chzhan Zhun Yui (Inat. Hetero~org. Compds
Moscow). Doklady Akad. Nauk &.S,5.R, 131, 1334-7 (1960).

Addn, of CH,i1CHMgDr soln. (from 0.65 at. Mg, 0,67 mole CHy 1ClIBr and 500 ml,
.tetrahydrofuran) at =60° to 0.6 mole (Bu0),PC1 in 200 ml. totrahydrofuran,
followed by removal of the solvent in vacuo, addm.of 300 ml. potr. ether
and 1.3 moles pyridine (to cleave the c&mplox betweon Mg halide and ehé

P ester), removal of the ppt. and distn, in the presence of hydroquinene
gave cazscm(oau);)n%.-bz 49-51.5°, ngo 1.4471, d-o 0.9039, Similarly,
HCICMgBr (cf.. Jonas ot @l., J.Chem.Soc, 1956, 4765) gave 74% HC:CP(OBu)

b, 58.8-60% 1,4520, 0.9289. Reaction of 0.3 mole BuOH and 0.3 mole PhNEt,
added in petr. other to 0.3 mole PhP012 in petr., ether at =30% and stirred
1 hr. gave 62% PhP(0Bu)Cl, b, 77-8° » 1.5352, 1.1049. This with CH o 1CHMgBr,
as above, gave CH,:CHPPh(OBu), 66.4%, bz 76-7°%, 1.5310, 0.9762. Reaction
of (sco)zpc1 with p-CH2=CHc6H4MgC; (cf.LooBrick ét al, J,0rg.Chem.23,935
(1958)) gave similarly 33% p—CstcHCGH4P(OBt)2, b, 96, 5-7%, 1.5398, 1.,0251
(NaNO2 wae used as the inhibitor during distn.). Treatment of the neutral
‘ostors with 1.1 mole H,0 contg. 4% H2504 in dioxane at room tenp; 0,5 hr,
gave: 92% CH,iCHP(0)(H)OBu, b, 50-1°, 1.4479, 1.0040; 78% HCICP(0)(H)OBa,
bl.s 65-6°, 1.4492, 1,0322, I and 8 in Bt,0 at 0°® gave 88,2% Cﬂztcﬂp(sj;
(OBu)z, b2.5 96, 2-6,8%, 1.4730, 0.9954, X anﬁ Mel in potr. cether in auto-
clave 4 hra. at 100~10° £n thoe presence of hydrogquinone gave 84% CH3:Cﬁ-

| P(O)(Me)onu, b, 64-4.2°, 1.4452, 0.9862, I ﬁeated with cyclopenbadiene
dimer in sealed tube 13 hrs, at 190-200° gave 55.5% di-Bn bicyeclo-(1,2,2)-
2-hepton-6-yluhmphosphonlé, b, 5 99.7-101% 1.4792, 0.9696, which with S
at rooa temp, gave 63. 55 corresponding thiophosphonate RP(S)(0Bu), 2s by 139-
9,2°, 1.4969, 1.0425, The unsatd, esters of the above serics polymerize
readily on being hoated without inhibitors. The reaction of MeI and I
resulted only in polymerization of I 1f the solvent potr. ether was omitted

‘or replaced hy excess Mel or MeCN,
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Lotoro of hypophosphorous acid.

He. I. Kabochnik, A, 4. Shilov ond Ts A, Masteyukova (Inst, lictoro-org, Conpds

loncow), Izvent. Akad, Neul SeSuaB.Ray . Otdcl . Khin, Nouk 1960, 146, |

“3903 roacts moothly in tho cold with diogoalkanes violding bh; €O PRraspon=-

ding cstors; onle ono nolo of diosoalkane reacts regardlecs of tho aot, used.‘
» Thuo voro propd, (Me0)P(0)H,, b, ¢ 25-5.5° n20 1,425, dyp 1.2177; Beo

analég, b, 31-2°, 1,4250, 1,1120., Both esters doconposs rapidl& at roon

tomp. 3 thoy erystallizo at about -20%, ana éan bo stored at -60°, Thay

oxidizo 4n ader and are hydrolysod by H,0. Thoy show qual. tests typical

of H3902. Ahi@ confiras tho covalent structure of HO?(O)N
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Olﬂnﬂlith’.um conpounds in the synthesis of estorg 6f- alkyl and aryl phog-
* phonous acida. ' '

H. Y. Kabachnik and B, N, ¥svotkov (Inct, Hetero~-org, Compds., Noocow)
Izvoatf Altad, Bauk 8.0.5.R,, Otdel, Khim., Neuk 1960, 133~-4, Cef. Doklady Akad
Nauk O3£R 117, 817 (1957).

‘All reactions wore run undor Nz‘ A soln, of Prii frem 35 g. PrBr and 5g. L1
9 S v S e e ot e L 12100
g residuo was treated with 200 ol,
petr. othor and tho solid was depd. Listn, of the 1iq, portion gave 605
(Bu0),PPr, by 59-60° n3%1,4375, dy, 0.8836. Similarly Suli and (Bu0) ,PC1
gave 8153 (Duo) oP'Bu, bl § 70, 5-1,5°, 1.4421, 0.3814. (htﬂ)aPC1 and LiPh gavoe
50. 55 ?hP(DBtlz, by Q3-5 » 1.5113, 1.0235. Indenyllithiun zave 04, 55
di-B¢ l-indenylphoaphohite, bl.S 99—9.50. 1.5491, 1.0655; asinilar reaction
with RM+Dr gave but 407 yiold, 9-Fluorenyllithiun (Gilman ot a1, J, Org, Chen,
23, 550 (1958)) 4n tetguhydrbfurad aimilarly gave 788 di-Be 9-fluoranylpho-
ophonite, b, 148.5-9% wm. 67.5-70° (aftor eublimation at 2 rm)e $dnilap

roaction of RMgBr ave only fluorens and a tpace of the ahove cé;cr

Approved For Release 2009/08/25 : CIA-RDP80T00246A01 1800070001-3



o

A B

Approved For Release 2009/08/25 CIA-RDP80T00246A01\1 800070001-3
\F_/ ' |

Crzanic 1nase s+eilas, X117, ujﬂthﬁ“ln of slkyl aryl chlorothiophoaphates
end alkyl aryl thionhos SThoramiges,

Ve We lfel'nikov, Yn, a, Jaadel'sawa, 2, il Bukanova and I, G, Zaky (Res. Inst.,

Fartilizors eng Inaeetotunzicides, Noseew).

shur, Obahchel snpia, 29, 3286-8
(1959), of, this Je 28,

2472 (1958); Car.iat. a3y 1803 (G.A. 8446 (1008)),

Addn. of ROFIOL (0,1 mels) 24 =100 10 Cul mols azGH and 0.11 molg 26,5 in
[

© FhCl ovar 0.5e1,0 hr,, stirring 10 nin, longar, and guanching in B 0, cave

tha following (HO)(&rO)FBCl (R and Ar shown reap. ) i,

d 0 1.5469, nD 1.5390; ut, p-C’” H,, 60,
ﬂn

B, 8,4-01,0,K50, 585, by.g 133-7

©h, 553, by.5 94-6°,

Yo,z 115-6%, 1.364, 1,5520;
, 1.4586 1.5600; 5t, 2,4, B+C1.C H 0, 50,,

by,o 162-6°, 1.55¢8, 1 »5981; TH, p-0,jic Bgr B4 by 5 160% 1.4513, 2.5740.

Sinflarcly (RO)(ArG)Fﬂcl ¥erc unrazné.

by utirrzng U.1 mdle ﬁrOFBGl , With 1.4
©0les RO 4~10 hrs. at an=30°

s Yollowed by an 28q. treatment; t

ks bost 'yialag
Fesulted frowm the nse of 2039

moles ROH rar mole or ths zhloride; if vun
in GGHG O ¥rCl, the resction alsc gaws good Jieldés
of rouctauntasg thg following wers

%he products »

with 10:1 molar petio
BPapd. by this nmethod: ®6,T; 56, peo
caoted with various aricas in 5-1C hps, gt Gun 20°
0636, y;eld¢np the fb1low1ngt30)(ArO)P SNI'R® {2, Ar, R, ne
o, 9-08N66d4. 5%, B%, undistillahla, 69%,

e .
2.P6H4
! Ltgc or
sh.oin rogs,):

20
dpy 1.3088, n " 1,5700; 33, -0, 11
gHas 5t, B8, o8y, by o1 158-64°%, m, 549; oy, P-0,C

6 é' %.ﬂ \Eﬂ 5&)0’ b 3
153-5", 1.24¢¢, 1.54G60; By, P-OzNG H,, B, 1, by 5 165-70°, 3.: 663, 1.8720,
B8iv; It, Bh, Ft, LS, 70

» Doyg 180-29, 1.1475, 1.5230, The 2nd, 5rd ana 4th
Of these anides proved te be ecquivelsnt to (= t0}
ectivity apgeinst the rice woovil,

»

gicscgaémos-p in ineecticigzl

~
~

' 3
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lanic insectofungiciﬁes. RLVI. ;wnthasis of somna darivatives of phoszh=

@) oFante troeoctom T

'qnoacatic z¢id.
Tnat. Vertill-

v, Lovekina (Ras.
29, 5280~21 (195T) «

~eisa 78t 200,340,

randael'beur and 7,
Losaow) « THUY. ¢bsherel Fhla.
7180(1955) 3

Tat. 783,685 (C.Ae 50, 5?24(1956); Brit. Vet
Bleﬂ(lQSB).

. hpit.Pat. 789,807 (€.0.5%,
(340) 5P Witk appropriato

tion bolng conpl~
1.1382,

{, s1e laelfnikov, Ya. e

a Inssétofungicides,

7aTY AN
¢f, preced, abetie Us-iete 23,701,225(C." 49,

cpiata, 9, 47 (193813
61, 18156 (105713

.. Brit.

per,oe5 (L.h
by jnteraction of

the reac
115-30 . d,o

were propd.
or chlorothioacetic acld,
(O)LH co9Bt, by o

Tna following comp€ Be
. OF chloroaceblc

sted by 4-10 brs. at 100—30° lEto) 4
5wl (ﬁtO),r(O}Ch GO Eh, bo 16 115-200 1.1456, 1.4832, 5504

ngo 1,4580, 45
b 152-4 , 1.2572, 1. 4980, 5053 (&tO) w(u)rﬁg

(Stolzsto)uuﬁuczc 1,61-ps Bg o
143-0%, 1.2485, 1 1.52%1, vow- (3t0),?(0)0ﬁ c0,0 6H 01é

5183, 45%; (Ego) {0 )CH cohcsnaclé-z 2,55 By

(th) 1(0)unocum¢t s By, 122-4Y, 1.0083,
l. 1844, 1. 5?4-), 5;.;,0. Tha

ok 1nsectivtﬁas

aerivs

0CECH1,C1-Py D042

5, bg.1 129-41%, 1.3817, 1

1640,
1..4586,

gphars snd the awids

1.4121, 1.5482, 503
oChs (260) g2 {0)CHy cutdih, b 0.55 174-7°,

5 of phosphonoaeet¢c aoid provaa to be W

othivncetic aclid were VOry 6 ctivs contect ard

tut the asters c? phosphon
specially Yrue qf the

this Lelng

arcmatic‘esters.

4o insscticides,

systesl

. . :
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/
Grﬂnﬁ‘c *neactc“*ﬁr4ﬂiaes..‘KVII. Jarcticn ef seylalazanivg 2elts withéﬁ{aynl

dﬁa¢kyx iibﬁiophcsyhaaqu. “‘“ﬁiféac

e o Jol'nilovw, P, “rurgy oong X, 7, ?hvetbova—ﬁuilcvokasa (x38. Inot,

Fertilinorg nng TassetoMmnz*nt?a . ocacy) . Chure Ihahchel hhi. 39, 3201-5
(L959), of. 27, 1905 (1967} Mhia.rauks 4 Yron. B, 864 (1957); this 3,
28, £76(1058),
Raucsion o2 TNaT ANty itk (1 O) "83? yiclds mixaa 3siarn o8 dithioghoge
rhorie rold If run. in “eutral madiue, or dioulfidas i pun in 4n aefa 168 lua,
Providsd that 443 original A¥Shiozhesvhato 33 a ¢ 1qu. Jthor walts tand
to yield thn wixed 4ithiarhosshate cstors. Dinuobls zation of 17 g, ISATNGRE A
with 8 »~, RaNO in %0 nl. comed. HCL nna 1.5 1, H 2 wuz Tollowed by addn. or
ibeZ . { '80) Hde ard 1 g, Gn Gl and heubing 0 50° i nficr oeszation of e,
avclusien, the mix,. wg cxt&. wit »t 0 viclcinn AxBxoy (y-G"CB" W ) whlcg
8CPde in unstotod yiold from frastion, E Gu3u0.g 12C-18° on cooling- “the
filtrasae from thig rave 357 1'%0) FS Ge :53, ba 15 115.6-52 , “:O 1.3855 qso
"l45¢3d, Nizzotination of 5.15 g, n-ﬂbO" L TH in 50 @}, coned. 531 and 30
Ll H 0 w*th 4.0 e na.o 14 20 nl, H ,O was fbllouad b7 au«n. OF 1.6 g,
{ibo-lro) ?b?K' in &6 nl. d 0 anéd 1 g, Cu 01), afuer hesting to 40° s tha
cooled nixt. gave & g, [(iso-*vO) rwn]o, B, 90-1%; tha Piltyats 2o thic was
svean dlstd, yielding, LlaCkh, biﬂllar reration with Q-CJC~H§N 1 gave 74,
above Gisulgide; ihid, ,C1 Love 90H; p-0 IGQF I bl gave 15.. A soln, of 3.28 e
_iuﬁ". WL A 88 mi, Ligol was alezosised wis h J Ee iao-amoho ‘n the rrazence
of Vol g, 501 at g-n? 3 vhe solu. vwas G1dd. with 5C nml, .t20 y-aldlng a ppi.
o2 ?hﬁaﬁl wLinh vas vusheg with “t 0, telst up 'n 4,0 snf trocted with € g,
! ingei’ 0)n Y n in 35 nm1, HnO cnd O, g, Guh0¢2, wusl tronenony save G63;.
(Lr0-£20)5TE0ER, by 4y 102.5-4%, 1,117¢, 1.5467. To J-g.‘g-LlC 2L
Clazotized with 6 g, 180=-AnOLG, As ¢bova, wag adlied i0.1 2 (¢no-Pr0) “"w 5
4176 1, Hg0; on ccolin~. trerz putd. beoLllglgiind o 2(Co e, ) 5y me 52-H0, wh
veered in ace tediun Uitk CugCly cave 38, (183-'r0}3F€ﬁ06ﬂ491*9. Py.20 1215
T¢5%, 1.1904, 11,5812, "iﬂila:'ly vers wmrand.: 28, ("-tﬂ)grﬂaceﬁ4ocns_p. bO.ls
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18 ,5-30", 1.2003, 1.3630; &3, (-.Lc)ahnauaﬂéc.oaua-o.' bgog 142-5%, 1.8330,

-lc éx. ‘5 P - e 25 °
36483 3z, {isc xu)q . Lsdébms- Fs g, 1 12577, 1,1367, 1.5401; 448, (1r0]3-

2
1.'13244&1.‘ G.28 1iHa0 "?00 ’ ---.--Ql-. L1aoai7, USu“lJ.S' (L"r0)2.. .»-f:- gave plxts, of

rroducte waioch e mLunl, 3 1aw "1 :
WOTY UlSepucails. ~lallaziy, ‘nﬂg- and. (M3#tCHO}EPS"K gave
&

unscierzols mixt, of v DAY e

e OF (ifei'te LQ)“Lu Jhound (.sutcﬁojafngja, whose abworpticn
. 20
1 ~an —
o ‘ zo [ ] ‘46,’ nl-,
Was propde fres dite o0 culb and B KI—I-. W apgetiour o tﬁis-nrodu&t is

870¢ : ] 1 '
pectrum was showns. Tho above dizuifide, an oil, 4 1.3872,

ehoen. On the tasis of thuaa infrarad a~aotra, it was shohn thut the abova

reaction yielded mainly the mined satar with a ziser amount of uhe disuilflide
i 567 e [ ]
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Organic 1nlectofunc1d1des. L. Synthesis of some uixed estara of dithio-

< ¢

phosphorlo acid.

K. D, Shvetsova~Shilovakaya, N. N. ‘Mol'nikov and V, A, Glushenkov (Res.
Inst. Feptilis. and Insectofungic., Moscow). Zbur. Obshchei Khim. 29,
3593-4 (1959), Cf. Agriw. Chem. 13, 32 (1958), |

Refluxing an appropriate alkykene dihalide 2-4 hrs. with (R0),P5,K in ROR
gave after an aq. treatment and oxtn, with céaé; the following osters,
which were only very woak 1naecticidel; were prepd,.t [(Bt0)2P82]2CRz,-351
by, 3 164-5°, d,, 1.2277, n 1.5478; tetra~-Pr estor, 49%, by.1 175=-6°,
1.1630, 1,5276; totra-iso-Pr estor, 58%, undistillable, 1.1539, 1.5258;
totra~Bu ester, 45%, undistillablo, 1.1084, 1.5153; tetra—iso—ﬂu ester,
41%, undistillable, 1.0919, 1.5103; [(Bto)zi’szjztca ) ar 35% By ,¢ 187°,
1.2188, 1.5427; totra-Pr ostor, 34%, by , 185-6"' 1. 1638, 1.5268; totra-
iso~Pr estor, 72%, undistillable, 1,1790, 1.52@8;'$0t?aéﬁu ester, 73%,
undistiilable, 1.1045, 1. 5155; totra=iso=Bu esﬁagl285\‘undisbillablé,
1.1006, 1.5143; [(8t0),PS,],(cu 23r 69%: by 4o 19;2‘*. 1.1922, 1. 54024
[(Bt0),Ps,1,(CH,),, sos. bg.22 204°, 1.1783, 1.5335. \
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© Bdw method of synthesis of cstors of phe:
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. Q . .
ketepe at 35~45" into 10-20 g, appropriate estor in 50-7§

o

sphonic and thiophosphonic acids,

XMNILIX. Roace ] T pl
; toaction of partial esterc of phosphonons ‘nelds with Lotonn,

'

I ™ - '
A, N, udqvik, Yo 1. Hikitina and G. D, Kenpnov (State Yniv., hazan). Shur

. Ubshehod Ghim. 29, 4019-21 (1059), cr. 29, 1219(1959}); Homnedy ot al, '

Cony 49330(1957); MNeConneil ob al, Jodrg. Chen, 830(1658),

Roactio (0} Y] :
n of kotene with RpP(oR q ¢vidently oceurc with iritial rfosragion

of RP R is the 155
(0)(0;)0(0H):Cu2 vhich is then acotylated by ketene. rassame of excass

al. dioxane gave

the followins procuctss BeP(( 3 ? '
profucta: BeP(0)(0Bt)C(0Ae) sCH,, by, 127°, 020 1,4510,

dyp 1.1020430:3)5 LeP(0)(0Bu), by o 134-69°, 1.4471, 1.0598 (304); £ep(0)-

(oau)c(OAc)gcnz, o 145-6% 1.4512, 1.0737 (535) 5 Phr{0)(Cite)ac, 365,

byo 242-3°, 1.. *{6) (Ve )c( iy, 655
10 42-3"7, 1.4391, 1,1698; PhltO?(OM@)C{Oﬂcjzuﬂg, 6.5, le 165-6°, 1, 5001,

1.1802; o1 : = 1.
3 Tho(0)(0Be)ac, 307, B0 146-7, 1.4968, 1.,13765 Thr(G)(0Lt)C(GAc)~
Cll,, 1515, Bio 172-3°, 1.3078, 1.1621; par(c){ost)ae, 53, byo 153°,

1.5028, 1, - '
» 1095, Ozonization of I fava ano, thus confirning tho sLrucsura,

Pascaro of kotono 6 hrs, at 30«5° into 6.5 g. AcltP(C)OBY in dioxano rave

B B Ao
3.8 ¢ 5t“(0)(03u)€(0ﬂn)30ﬂg, byo 145-6°%, 1.4512, 1.0737,.
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- AECHicr of lithium cia‘RVJrhoqthidns to vinylscatylanic hy rgctrbona.

w e - ObTCV EIG V. . former {ucnucvet Techrol. Inst., Lonlngrad). Doklady
KOG e 2815 e cer eee 13E, 10LBeE (16R0). |

2@ evion of G.Ld~uyl wole Lidu in 76 ul. 6,0 vao treated with 0,00 mole
n‘ VR 1y Q5 T A B8 tQO uad arter C.0 hr. Vo v;nylmc~t"lonic hyarcervhon tw.s
Lodod rirorwise {C.05 mole) with somernai cnotﬁ"' Le racetion. dter 0.5 hr.
s nint. vas tezateld wita les and tha org. loror distd. Wouetion of &uQLLi

with LGroliliCuy guve 1.6 (o 110~} l-dlbutylipiou Mino-3-butyre, o $5-6°,

1
G . C.tads, n?c

v

144620 {infrareo siectrws shoun; thile hes 210 pod 2318 em -1

e

brrds ol the tepcinal Cc Lvlenie zroun Luld looU-1300, U083 oo’ "L 1inng of

i,0-lote 7rou, 1o au iall na 1860 anu "800 cm‘l

of ¢llicnie group), hich
a;purently contulirzl adointuras of all & poseibdlo HduUCt orient:tioua.
1t; Ll eau Edf?&u&:cﬂa LaTE A5 . l—diethglphonphiuo~~,o-peLtldisnc,

b~ uu~1°,,c.auev, 1.5030, whous infre r2d speatrun showcd sirow cilznie
be de, Lalls e LCﬁt?la*ié mndAs wers noarly ahsont and the winus of

t o conja_htgd dovol s boar syétom.wero vory. waeak, Lta;fd and tu il Pty
LOVE 4.0 He l-dizthfgphcérhino~3;m-nexaﬁian5, b, 78-8%, C.uEsC, 1.3045;

pu,s:d Lava © (. l-ditntvlrhoaﬁhino-ﬁ -hexadinne, b -135-60, Cebbla,

8

1.4050. Jouw were reite rure allenjo dorivs, .vact a of sull ia Jtzc with
I -0 0 :

't -tll _,uV'\) \_)O:., ta—"ui', bb 4---"(.1 P b—oo loo“l » ‘L’ 809 l|4.l3(;0. ' J.’:Ii ‘.ﬂl‘]y

nnn praud. 1311:5.:,1::;5;3 135.5—00, bSO 145-7° » 0.8191, 1.4632. his ¢uﬂic 'tag

tho, noed ©or a votel abienca of excoss ns in the 1LY used to Ter: M, -Lf,

ef. ,olor ot al. la. (aturforsch. ld, 263 {19u7) Tzschach at al. Jar.

9%, 1116 (1959} ond 92, 1397 (1959) .

e

~
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-hﬁé) Addition of phosphorus pontachloride to vinylothylacotyleno.

, iide A..;etwov; Yu, I, Porfir'ava and V, I, 3avchenko (Lensovet Tachnol,
Inct., Laningrad)..dhur. Obshehoi Khin, 29, 4096-7 (1959), _

ef. Nauch. Boklady Vyssh.Shkol., 1958, 3353 almo this j. 24, 350 (1954).
Addn. of PCl: to vinylothylacotylono yields 309 adduct, which treated
with LO,, gave BtC(P0612):CCLCH=CH2, b_.3 132f3°’ dyy 1.3374, ngo 1.5560,
Low boiling products, frec of P are aloo fo med, Rydrolysic of tho
above chloride with HZQ gave. tho éroa acid 0611003P01, 3 133°, whose
aniline 921¢, m, 166%, The chlorido shows an infra red band at 1575 and
1624 en~t indicative of a chloro-subotituted double hond,. and 936 and
084 ém'l lndaoaﬁive of a vinyl group. The allenic hands are absenc.

The mrotuet noy contain some product of Cho 3,4~addn. (acctylunie chloride)
sinen thore i chsarvad ths 2213 en -1 hand Andicative of this, Th: PO

Hond e a otrong band at 1264 cm'l

« The above roaction of PCL. diffors
fron the reaction with vinylacetylens or iLaopropbnylacetylene in whieh

one ll stem is also roplaccd hy C1 yielding CnHQnCIZP0012 roduets after

traatnent wich SO# (cf. éhova ref.)
) |
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Diaryl ostors of N-phosphoric acla. of emidines of the aromatic seriaa.

@. I, Dorkach and A. V. Kirsanov (Inst. Urg. Chom., Edov). Zhur. Obshchei
Lhin, 29, 84248 (1959). of. 29, 241{1059). ' |
f£atn. ef Csﬂe soln., oftﬂccl:mP(OJ(QB')awith NHS ovor B,h:s. at 80-30° and
kaopinz tho closod vessol 10-12 hrs. ad room tompe. gave aftor romoval of the
oolvant and voshing tha rosiduc vith warnm H, 0, 63~100. RC(Eng).NPU(OR')
which may bo crysta. Uron utGH. Thus vaoro propd.:{R and R® shown rosn. )t
Fh, I’h,Im. 99-101°; p=C1C.Hy, Fh, m. 147-9%; p-0,IC.H,, Ph, m. 168-70°;
m-0,1C I, Ph, @, 1¢.e-30°. 3,5- (ogrs)acens. Pn, m. 182-3%; Fa, 1-Cy s e
'110-21°, Uimilar roeetion with BYaill in Btao gave RC(IBt ).PO(OR()

Ph, Ph, m. 77-9%; p~C1CgH,, Fn, m. 69-71% 40 NCgH, s Fi, m. 102-49-
m-0,1CH, , Fh, m, 100-2%; 3 »5+(0aW) 0I5, Ih, m. 99-100°. Similar roaction
with ThiH,, completod by rofluxing tho 66 e °F PhCl soln.(lat?g§ usod for
tho nitro substitutod membors) gave nc(:m}.z-‘o(m') Fh, Th, oo 183-5°;

p-C1C,II,, Ph, no. 193-50; p-0,lC,I,, In, m. 195-6°; m-oar:c A, Fh, . 204-b ;

874
3,5-(0 N}ac HB' Fh, m. 164-5%; Ih, p-OBNCBHQ. m; 153-5° s p-0106H p-Ogﬁ-

. 172-4°; 3,5-(0,11) .0 ¢Hg¥ P=0s8CqH,, m. 210-120. Fyrolysis of I at
270-80% 4in vacuo gavo '72,0 (ThO) TOMI,, vhich distils and soliﬂiﬂao. m,
144-€°; 58, FnCW also formed, Simllarly II gave 91 FhCH and 08%

(Tho) PONHPh, m. 137-99, Compds, of typo I end the 1 y[I-alethyl analosu
foria 0ily IIC1 salts on being treatcd with dry HCl; thuso salts regenerato
tho original matorisls on boing treoated with alec. I'aQl, °
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Derivatives of nitrobenzenesulfonanido-N—phonphoric aclds,

.

"A. V. iirsenov and N, G, Fashchonko (Inst. Org. Chen., Kiev). Zhur,

, "'_‘—"_——-.

- Obshohei Khin., 29, 4085-91 (1959). cf. 28,339(1958).
Troatmont of 0.NC6H4 3N3P613 in C¢H ¢ With tie NIl with 1ce cooling gave
after the untakoe of 6 moles of the amine, evepn. of the Golvent and washi
tho residuc with a 1ittlo H 0, and eryctn, of the rosidus from enall gol,
of ﬂthH, tho following amides; similur reaction with it, NH was perfomed )
a4t reflux over 8 hrs,: o-0 N06N4 2NsP(NMez)3, Qén, m, 160-39; n~-isconer,
765, m. 66-8°; p~izomer, 79., n. 109-110; 0-02N06H4502N:P(thz)gglygﬁ,
. 84-6%; p-isomer, 98%, n.' 58-60%; tho neisonor wao ap unphrifiablo oil,
The Gtzﬁ deriva, gould not be wnverted to the triarddse avun aftor 40 hrs;
of refliuxing with the anine, nor could the Cl aton be hydrolyzed with
alkali, Kefluxing the ilo nembers with ag. ale. NaCH gavo sove 20~5ﬁ'start~
ing natecialn, 61~3. 0,NC H 4~V NHPO( N0, ), end 333 nitrobe"monebuli’unumides.
THO o=nitro oember failed to hydrolyze at all evan aftor nany hrs, Roacte
ion of 02NL6H4 ZNHPOLJQ W1th 335 ag, iMe, NH in dioxane at, 25° s Pollowed
by avapn. in vacuo and treutmant with SN HCY cave: 823 o-0 NC6H4u0 NH~
'PU(“Mcz)z, g, 161=4%; p- isoner, 820, n. 145-7%; p~iscnsr, 84u, n., 169-70°,
Sinilarly wore propd. 1 p-U,,NCGI%-‘:O NH o(watg}z, 81%, o. 100-11%; n~-1 sorer,
792y me 125=72%, The o=isoner could not, be obtained 4n the pure state,
Yhese oniden aro eol, in aq. alkalies and are titrated aévmnﬁobasic acids,
Raaction of 0.06 nole MeONa in 35 ml. ficUH with 0.02 nole O NC6H4¢02N390612
felloved by evapn, and either loaching wieh H20 or oxtn. with hot uUgoll,
gave: 7073 0= HCaH 50, MNaPU(0e) 5, 701, n, 156-8; n=isoner, dihydrate,
79, m. 195-8°; peisomer,dihydrato, 832, n. 188-00°, Limdlap reaction
with ArONa in diovane save: 763 0—02N06§4ﬁﬁ3¥Na”0(0Ph)2, e 364~7° (tri-
hyidrate); m-isomer, 825, Erihydrote, m, 137-409; p-izenmer, 9435, anhydrous,

. 210-1203 analogous di-p~chlorophenyl estop of: o-isoner, 64%, trihydrate,’
r, 182-493 of n~iconer, 504, trihydrate, o, 153-59; of p-isazer, 875,
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¢ anﬁydroué, n. 2316205 analogouo o-nitrophenyl oster of! o~i sonar, 92,
anhydrous {(as ave all remaining in- Ghis 1ist), =. 200-205 of.m-isomer,
90, n. 173-40; of p-icomop, 38, n, 262-50;'aﬁélogoue p-nitrophenyl -
ostors of! o-~isoner, B87., t. 210-3%; of n-ivuncer, 875, m. 216-8%; of p;
isomer, 837, m. 220-2°, Thesc ¥a malta r2adily pass into the Btzo layer
duripg extn. of ay. soln. with Ot,0, thuv aleo diseplve in €C1, und c6"6’

provided that the estors 2o bascd on the p=Ghlorophenyl resicue; the

o

othors are insol, in orp. &olvonts,
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(i;;) Ammonolysis of phenyldichlorophosphazosu1fonaryls.

V. X. Lhevchenko and V, T, Stratiento (Kotallueg, Inct., Baapropot roQak)i
Zhur, Obshchoi Khin. 20, 3757-60 (1959). of. 29, 3458 (1959). |
Pasdage of dry FH; into a bonzene soln. of ArSO,KiPPhCL, at 10-15° gavo

ArS0,N1PPh(lH,), (Ar shown)s 90.73 Ph, o. 151-2%; 94.909 o.mﬁnd, Q. 140~
92,6% p-icomor, m, 110-1"; 91,65 p~C1C4li,, m. 162-4%; 94,53 1- =€y ofgs 2o
149~-51°%; 97,23 2-c1°u7, n. 148-52°, Hoating those with 0,20 aq. HaOm 0.§
hr. on a stean bath gave phv(o)(wua)oma, needlos, n, 164—5° (fron ag.B5e0M),

Similar hydrolysis in acid modium pave the caerSponding nrﬂozmﬁz,‘and
‘the Pecontg. conponent was not oxanined, The abovo dianides ars not otteckod
by hot neutrasl H,0, It 4s ouggostod that the diarddes, like the sioilarp
triamides, have a ehcléted or hydregen hondod ring structure at tho Nﬂz and
80, groups; in the conpds. deserihod above the P-N dipole is dimscainated
in the Ph ring, oxplaining the relativo hydrolytic stability; the trianides
do not have‘sueh b diseipation of tho dipole and are very rgaﬁily hydrolyzed,
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 aotdirication gave the axpoctoed I (Ar shown) in 87-67:» ylelds: Ph, n, 167°;
1~Cy oy B 100%; 0-1CyN,, m. 164°; p-itomor, m., 160°; 2-C, Hoy m. 1649,
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Arylaminolysis of phenylﬁiohloroylﬁJrhazosulfonaryls. _

'Ve Z. Ohevehonko and V. T, Stratienko (Letallurg. Ipst., Dnspropetrovsk).
zhur. Obshchei him., 29, 5458~ 62 (1959). of. 29, 1005(1059).

Rofluzing 0.003 mola Ar30 N:PI?hCl8 with 0.015 mole ¥hiH, ln CGHB S=8 hrs.,
followsd by sepn. of anna.ncl and washing with B 0 and I 'aQd, gave the
rosidue of Arso SNt PPh(NHHh) in 70-96 yields.(ﬂr showm) ¢ Th, m. 191°
0-I3C,H,, n. 196% p-isomer, . 165° P 1-Cyof, s @ 207% 2-0ygF,, m. 5%
0-0,1%C¢,, m. 212%; m-isomor, m. 214°; peiuomsr,rm. 176%, = ;hc wash 1iquors.
gavo,on baing acldified wiMxx®2, soms Arso HHEO(Ph}(HHEh) formed by the
hydrolysis of intermediate Arso RS ‘h(KHPh)Clehioh vere not lisolated.

I {ar shown): Ph, m. 167°; 1-01037, m. 160%; 0~0,7C 1,, m. 168°%; m-isomar,
m: 1699; p-isomﬁr, m. 1669, Ie Arsogﬁ thvl reacts with but 2 moles ”hHH
1n OGH {(2-3 hrs. at roflux) the - monoehlorides IY appser in the rssulting
Ppt. and on treatmant with aq. RaOH are hydrolyzed as edbovs to tho aniliuea.
The dorivs. uith Ih and 1-01037 radicals ars sol. in Caﬂs and remain in
soln. Tho roplacemont of the 2nd Cl atom in IT 4s diffleult and evem after
prolonged roflux, some II romaing un?aactad 1n mixts. with hﬂﬂa, thig ‘

lack of reactivlty is aperibed to sterie effects. Refluxing Ar%O M Pih-
(Lﬂfh)a with aq. alc. HaCl 8 hra, gave cory unreagted: insol, matarial and

Tho o-toly) and l-nophthyl members ropuire.aﬂ Peld for this Rydrolysis,
vhilc tha othars are formsd by 0.2 NalH: whils tha nitrophenyl mzmpars
ovidently unﬂerﬁo.suuh alkeline hydrolysio réadily, the anilides could not
ba 1solatad as tar foraution intervemed. Thao roletivo stability to ‘hydrol-
yais ehown by o=gubstitutad tolyl mambgr is exglained by posslbla hyﬂrogen
bonding of tha Ilg group wibh the 80, group. '
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/J: Praparation and propertics of diulkylphouphisto ulkyl wanthates,
" M,’S, tialinovekii and “o Fo Lolonko (Stato Univ., Mnepropetrovak )}, Zhur.l '
Obshched Khin. 30, 652-3 (1960).\
ef. U.b.Pob. 2668826-32 (1955), C.A, 49, 5517 (1055),
Hoating oquicolar nxt. of ROCS,K with (110),POCI in Be,0 2-3 hrs. mave
the following products aftc& sopn. of KC1, (n'o)zv(o)chaR ("' apnd N chown
roop.)s 86.45 Gt, He, by 51°, gag“ 14915, dyg 1.17925 Be, Lt, 84,55, b,
59-60°, 1,475, 3.%@43;' Bt, Pr, 89,55, By 79-80°, 1.4860, 1.1072; 1.*:4, I»Ie;
99.65’(thim and tpe following osters were undistillabio), ngo 1.4520, dzo
1,0949; Pr, Bty 1.4665, 1.1080; r, Pr, 1.4729, 1.0871; Pr, iso-Pr, 1.4575,
1.0590; Pr, DBu, 1.4620, 1,0655; Pr, iso-Du, 1.,4502, 1,0361; Pr, #m, 1,4508,
1.,0070; P?, isofﬁm,.l.é360, 0.9680; iso-Pr, Mo, 1.4490, 0,065; iso-Py, B¢,
1.4565, 1.0892; iso-Pr, Pr, 1,4615, 1.0095; iso-Pr, Luu-Pr, 1.4470, 1.0531;
i90-Pr, Bu, 1,4605, 0.9895; ico-Pr, fso-bu, 1.4555, 1.0125; iso~Pr, An,
1.44065, 1.0312; iso=-Ppr, ico-An, X.4337, 1.§078. boponiification wish ale.

RNa03 or KON in 24 hrs. ylolda X g Ha phouphste and I or Nu‘xanthatém

'
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Synt.hesis of acyl derivatives of 0,0-dibutyl thiophosphate,

s. P, Dli.fi.renko, No I. Zemlyanskii and A, M. Lylyk (State Univ., Lvov),
Zhur. Obshchei Khim. 10, 579-'80 (1960), cf. Michalsgs. et a1.,aogz. Chom,
27, 482 (1953). | | ,

To 10.5 g. Na in °6"6 was added 82 g. (Buo) PHO and after 20 ‘hrs. the exces:s
Na was removed and the mixt. treated with 14.7 g. 8 and heated 0.5 hr, to
60%; partisl ovapn. gave (nuo)zi'SONa, hygroscopic solid., This treated ﬁth
appropriate acyl thorides in Bt,0 and refluxed briefly gave tf,h'e following!
(Buo) ,PSOBe, 41%, nil 1.5015, d,y 1.066; (Bud),PSOCO(CHy),C0,P(5)(0Bu)y, 351
dy, 1.466; (CH,).[CO,P(S)(0Bu),l,, 78%, dyy 1.158; (cH,) (€O, P(5)(0Bu), 1,,
26. 5%, day 1.1192, The products were distd. at 0.4 mm. but b.pts.‘ are not

shown.

.

. . . {
A
A
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arbuszev rodrranger ent of vinyl csterc of phosphorous apd phenylphosrhonons

aLilds. : , _ .

L. Iy wLutsenko nd do b Kraites (L0, .CHON0LOV wbiho Univ., ..ovccw),
Voklady akad, Nade beveiale 133, 6i2=d (LS60Jaef. Ehds 5.424,125% (1959),
hofluxing 8.2 g. {Etb)oPOQJsCH with 7.7 . ilei 4 hrs. gove 655 seX and

89,) l“’l {}( \"‘ )(bbli C'i )s bzs 82-3 » 1‘1?‘0 1.""26‘-

dog 1.0775. (Bnu) PeCH:Cn,
{10.0 c;’.) and 10 g, a0k in 8 hrs. at 150°% in sesloed tuhe gave 855 LBul0-
(Ouu)(OCHaCHQ), by 33.5-4?, X.4369, 0,6780, (CH2=CH0}2PPnt {in G-) and

12 @e ud din 8 hrs. ab x1c? mave G856 :zn;m(ol~1x~f:|:2),” i,. 5 »;3.5..30’ 1.4388,

1.1030. Gt0P(0CNLICH,), and it in & hre. ot 130° gave 829G LEPo(CCto: 11,0,
b, 69, 5-70°, 1.4470 1.0392, (bhO)ZPQCchﬁg aud AeCl kept 2 dass gave

3l nel{GEe ) (VCHICH ), by 76.3° o 10473532, 136, U2CY ond 3noy(ucu:&u2)2
in 8 hre. at 120° gave 300 azﬂo(ucvsuuz)z, By 135-3%, 1.5915, 1.1961.

Jha ’ollduinw aro alﬂ; Jyoported ax propt.. sdlasly ab 100-40%: M2 (0Pn) -
(U“H cH ), 402, bs 79-9.5%, 1.4260, 1,0447; Mc?ﬁ(&}u)(OCH:CHz),zﬁﬁﬁ, bq-s
74. 5-60°, 1.4329, 1.0232; &% FC(U?JJ\CCh.ChQI 30, b?.5,95-60, 1.4335;
1,0070; ht?u(OEtj(ﬁGH:CHQ), 8O, bé 69-~9, 57, 1.@291; 1.042%5%; ut?a(ccnzuu_)z
820, by 66.5°, 1.4398, 1.07143 PrPO(ocuzcnzig,‘ﬁss, by g 71-1.5°, ;.4408?

1.0435; Lusi(UCiCH,),, 74%, b, 74-2°7

s Le443¢, 1.0224, Feactions st 20°
gavei §i nﬁPGiﬂPr}(OcH.LPq}, 67-8%, 1,436, 1.09403 7o nelo{uBu)-
\OCH3CH, 3, by g1~2%, L.4390, 1. n?gu- and 837 DzlO(OPr} (0L, ), hi 147-
89, 1.5168, 1,1483, Yo 60 g. mvrruribisacvtaldahyﬁgland 2007 a4 Ll din
100 ml, isopentane was added under Ng 35.8 . Phiblz in 1$0puhtan0; after
addn. of 5C» of the chlcride, the mixt. vac treatec with 60 gol and 20.2
i gtsn, aftor which the addn, of Ph?Clz‘was resumedy eftor stirping 1.5
hre. and fi’trarion, there was obtainoed 430 Phr(n:r:crgjé, hy, 76-8°,
1.5255, ¢.001?.'- is and LelX in u02LU Lopt ovorpight ' gave 8. ﬁo}id, n.
37-_50, :identif."i.c::i‘&a,an adduet. of roactants; hoatinsg vicelds lf’, andl {;a‘r.
111

Thue isowepization of vinyl cocters of P acids ocoura lesu voodily

thar dues that of satd. estoers; the divinyl osters are evon less reuactiva,
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:3)2 with K'Y guve o mixt, of phosphenataes contea,
R and B'Y padlcals. P(CCH:Ctig)s

« " Dobetion of ROP{CCH:CT

failed to roact with eI, while he ing

0 . ' ‘
to 1207 in cealed cubo led to decompn. In no case was tho vinyl group

replaced in the Arbuzov reuaetion,
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(§§)Fhosphoryiuteﬂ chlorovinyl ketonss. rimary reaction products of phosphorus

pontachloridée w'th enol acetatas. A

I. 7. Lutoonko and {1, . 1rilov (I.V loronosov ‘.t-ate Univ., "osconl. Loklady
s kade. Nauk 8.3.0.3. 138, 048-5 (1960). cf, 128, 89 (1959). ‘

To fllterad eoln. of 41.8 g. I015 in 250 rl. 314 vas added dropwisae 8.6 g.

CH,:CHO.¢ at 7-8°; aftcr stirring 6 hrs. at 7°, the ppt. was filtared off
with coolihg by ms3ans o? Ury Ice, and after washing with 0314 and 1sopentana,
tho vacuum dried produot was shown to be 400CHCICH 701, . FCl,, @ very hygro-
geopic solid, unsiable at room tamp. If the unisolated product is treatad .
dircqtly vwith £0, at 5-70, theras ig forméd 855 AoOCHClC‘éIgPCGI‘::)bLﬁ 90w
1000, n80 1.4865, dpy 1.5085. /ith aquimoler ratio of the reactants, the
ylald dr.ps to 50>, addn. of 20 r. 1c0CIe:CH, to €3.8 g. PCls in 3C1, at
-24° and, after 2 hrs., traatmént_with soé at -250’geva 8 product which
dacornsad oﬁ éttntptsd aistn. at 60-70° and, aftor tho ﬁsacﬁion vias compl-
ota, thgrn was 1solated 40 AcCHE?ccléI(evidantly formed from Ac00 a0l
éngvocla'uhich‘formsd fros the oriziml edduct), by . 89.5-90%, m, 39-40°;
uso of 1:1 molur fatio of reactants sava'a 37 yiald. If the abova mlxt,
cftor troatoent with £0, at R0-3° 1o freed of volatila? f? room tenp. in
vacuo and chilled, there is formed 7C.. 1cuuk301cqn.0ulg, de 45,5-6.5°
{(fron icopentana), which at 93-105° loses AcCl and yiclds the abovo ‘shown I
(85.5,.) s Traotment of A with 2 molos «tUE in tho prosence of‘pyridina in
120 at 09 , finally et reflux 1 hr., gave on filtra%ion and cooling to -10°
a »pt. of pyridine.ﬂcl and e phosphonate ester; this oxtd., with hot ntgo
gavo on coolinc 79,7 ﬂcOCHGlCHarO(Omt)B,*mI 64-5° s which:sfawly loses ficCl
in air. Reaction ef II in Sto0 with ($UH in the abasnes of pyridine withoﬁt
vooling - (C.5 he. at 30° to completo tho reactiom), gave 6C,. AeCHg: 0{05t) g,
by g 101-2%, 150 1.4864, dpg 1.2117; tho same formsd in 47% $hedfioln the

| rrosencs of pyridine; the same cstar fTorncd slmilarly in 76.6;: yield fronm
I and S0 in the‘preeence_of pyridine; the prdduct, by 94~5°, 1.4370, 1.1131
dzaping 6 g. III 4in 10 ml. i®gl0 and 1 wl. H20 4 days gave after removal of

solvent and ecCH. 88.6. TICHCT~EO{NTE 1.4583. 1.1476: thig also
Approved FOI' Release 2009/08/25 : CIA-RDP80T00246A01 1800070001 -3 - .
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Addition of reutrsl esters of whesrhor ous ana rhosphicnous aoids to conjugated
ayatems._VlII. Raactlon of ezters of athylphcsphonous acid to acrylic and
ugthaerylic rneide,

V. A, Kukhtin and L, 4., "icmetullina {3ection of Cins-photo Ras. Im‘t.,

Kazan}. Zhur. Cbshchei Xhim. 29, 3276-8 (1859). ef, this J. 27,2372(1957)

/

and 28, 989 (1958).

To 9.4 2, Eti’(i.‘:’ﬂt)él‘%as added 8.1 g, C'Ha.C‘HGO H with oooling and, after L
hArs. on & steam bath, the mixs., vislfed UB.'M BEE(C) (OBt )CH CP co Bt, by
114-5 ‘;U 1.4450, dao 1.0810; the raacticn is best run iy Et.zo as the
inisinl ming results in strond, ehcthamia affgot. Jimilarly 12.5 8¢ 1
wag troated dropwies with 8 e Gﬂa.&,scaaﬂ (af'tar the e«@dn. or 1l g. the
nixt. was gently warmed and whon ths temp. rezchad 1109, the fizsk was
chilled with fce and tho rest of the ‘addn. was dons wilth ice cooling) and
aftor 1.5 hr,. af 86-96° +hc rixt, gaveé 4¢,5% Lt?(O)(DL‘t‘GH bﬂLeCOa””t. !?5

159-40° ‘s 14440, 1.0576. The reactions of RP(OR) Wei6 ull run under GC,
atm. Sixilerly were Frepo.: 3%5H I:}t.lf(u)(ol‘r}CE ¢ U(. 'Er, bs 143-5°, 1.1%5,
875 Bt {0} {CIe )i, C?Leco tr, b 141° s 1. 44?0 1.0417; 460 B4 v(al(cau;ba -
CHBCC Bu, b 15'?-9 » 1.4510, 1. 0199' 505 LtP{OJ(CL\JlCH Ch;é’sLO nu, b 151-.., ¢
1.4510, 1, 0094.

3

!
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O ) Gopelymorization of poly(1,3~-butancdiof fhbarate) with allyl osters of
Q{ ackds of phosphorus. . ' '

3. e Spasskii and il 3. . at'kova (Oral ﬂéction of Acad. Soi. USSR). ‘hur..
Obshichel Khim. 29, 3438-42{1959). .

Kinatie data ars roported for polymarization of nmixtg. of poly(l S~butans-
diol fumarote) with (£%0),F(0)CH 200,CH,CH:CH,, and (EtO)(GH : GHCH,0). 110

at 80° unaer Ha. The coyolvmerization constmnts for the lst systom wors

Pound to bo ry 10.0, r2 0.075; Tor the 2neé system r. 5.5, r 0.035, i.a.
2

1
tha :-contg. components wore only voalkly activa. Thermomeochenicel proportios

' of the copolymars are shown graphically,

/MJ"‘”‘ Wd"ﬂ
‘“M?
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Radiational method of synthesis of phosphonitrilic chloride derivatives,

1./ ’ -
'

¥.I.Spitsyn, N. A. Afanas'eva, A. K. Pikaev, I. D. Kolli and P. Ya. Glazunov
(M.V.Lomonosov “tatn Univ., Moscow). Doklady Akad, Naak ©.5,5,R, 131, 1106-8
(1960). _

Irradiation of 80 ml. 5% soln. ef (PECi,), in BuOH 6 hrs. with 0.6 m.e.v.
slectrons from a linear accelerator while air was passed through the soln,
at 30° gave after ovapn. of BuOH a brown residue of 45% (NP(0Bu),) . The
€1 contont in tho material drops ateadily with prolonged irradiation. The
§1snosity of the solﬁ. undergoes pos, and neg, changes during the process
with much loss of viscosity and €1 content in the early stages. A radical
mechanism for the reaction is suggeated, in which monomer or dimor units
may participate in the reaction with BuOH (PNCL is a suggested unit).

Since the raaction 15 reversible, the minima appear on thg overall curve,
Similar irradiation of (NECl,), in dioxane gave a residuc of (NPCIC4H802)i,
which is reosistant to hot aic. KOH,

wrgorehonfloes e
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. Reaetion of di- and trifunetional alkylalkoxysilanos with phabphoric

T s

anhydride.

A, P. hreshkov and B, A, Karateev (D,X.MHondoloov Cher, Tochnol, Innot.,

Hoscowj, Zhur, Ohshehei Khio. 29, 4082-5 (1959),cf, 27,2715(1957).

Refluning 0.15 mole Mo 251(08¢), (or Me 591(0Bu), ) with 0,05 mole Py0g
3 hro. ravo come ROR and starting silano, at 170° the mixt, Poroed a
flao=like substance while at 260~-70° Foaning occurrad and a sticky solid

resulted; after extn, with 06H6 end vacuun drying thero was obtained

@ rather poorly sol.[(Me,51) (904)3]7; it ie hydrolyzed by H,0 and heating

Awith 205 vields &4 (PG )4. It decomposes at about 250°,- Cimilarly 0.06

nole ﬂtzui(e,t)z with 0,02 nole Py05 gave Et,0 and , at 190%, posulted

in [(s¢ gt1). (104)2]4, nhirh is somawhat mero col, in org. solvents than

the o anu‘og. Yoaction OP MaSi(on t) or Lg ai(Out) with 9305 similarly

rave polyrners of tho type[(ﬂsi(Oat)zoPﬂl.s)zoln, the ricl. wi of which conld

not, e detd. owing to low sols, in org. tolvonta,

e .MW¢M@W¥-
% WM ,o\[o&j;b —/Wcﬁe
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